Syntheses

Synthesis of 1a(PF 6 )
To a solution of 3-iodopyridine (0.10 g, 0.49 mmol) in acetonitrile (10mL), an acetonitrile solution of benzyl bromide (0.10 g, 0.58 mmol, in 10 mL) was added under stirring. The mixture was refluxed for 72 hrs. The solvent was then evaporated to dryness, and the solid residue was washed with dichloromethane and filtered.
The final product was then isolated as an hexafluorophosphate salt by dissolving the solid in warm water, and treating it with a saturated solution of NH 4 PF 6 (aq). The white solid was collected and dried. Yield: 71% 
Synthesis of 2(PF 6 ) 3
To a solution of 3-iodopyridine (0.19 g, 0.93 mmol) in acetonitrile (5 mL), an acetonitrile solution of 1,3,5-tribromomethyl mesitylene (0.10 g, 0.25 mmol, in 7 mL) was added under stirring. The mixture was refluxed for 72 hrs. The solvent was then evaporated to dryness, and the solid residue was washed with dichloromethane and filtered. The final product was then isolated as an hexafluorophosphate salt by dissolving the solid in warm water, and treating it with a saturated solution of NH 4 PF 6 (aq). 
Anion binding studies on the mono-branched receptors
X-Ray diffraction studies on 1a(PF 6 )
In the crystal structure of 1a(PF 6 ) (see Fig. S10 ), only a weak HB interaction is present, with the shortest D···A separation of 3.13(1) Å. This distance, involving a C-H bond of the iodopyridinum moiety and a F atom of the counter ion, is only slightly shorter than the sum of Van der Waals radii of C and F atoms: 3.17 Å. 1 Geometrical features for the HB interaction are reported in the manuscript (Table 3 ). A weak XB interaction could be also noted, between the C-I group of the iodopyridinum (XBdonor) and a F atom of PF 6 -(XB-acceptor). Also in this case, the I···F distance [i.e. 3.18(1)Å] is shorter than the sum of the Van der Waals radii for I and F atoms: 3.45 Å; 1 (see Table 4 in the manuscript). However, the normalized value R [defined as the ratio between the observed I···F separation and the sum of their Van der Waals radii] is only 0.92, and the C-I···F angle is 166.4(3)°, i.e. far from the linear values expected for a typical R-X···Y halogen bond. 2 In conclusion, the crystal structure of 1a(PF 6 ) suggests that only weak HB and XB interactions occur between the 1a + molecular cation and the PF 6 -anion. As for the crystal structure of 2(Br)(PF 6 ) 2 , the 2 3+ molecular cations display a "2-up, 1-down" configuration (Fig. S16) . The motif of HB and XB interactions is similar to that observed for bromide. In particular, two C-H groups belonging to the "2-up" iodopyridinium arms act as H-donors towards two O atoms of the nitrate ion (H-acceptors) within the cavity.
Anion binding studies on the tripodal receptors
This anion also interacts with the C-I(2) XB-donor group of a second 2 3+ cation, thus originating supramolecular chains. In the solid, other two XB interactions can be found: (i) a strong C-I···O interaction (Table 4) 
